Part 1. Sample Preparation
Unsubstituted ZnPc was prepared from phthalonitrile (1.0 g, 7.8 mmol), zinc acetate (0.35 g, 1.9 mmol), and N,N-dimethylacetamide (5 drops) by heating at 165° C during 1 h. The product was washed with acetic acid to obtain ca. 0.80 g of dark needle-shaped crystals with intense purple reflex. The crystals were dissolved in 96 % sulfuric acid to obtain a saturated solution, which was filtrated, poured into acetonitrile, and allowed to stand still during 1 h. A compact dull green precipitate of the ZnPc sulfate salt was collected on a glass filter, washed acid free with acetone, and dried at room temperature. Next, ZnPc was regenerated from the salt in two ways. Firstly, the salt was treated with a minimal amount of concentrated aqueous ammonia and then thoroughly washed with ammonia-saturated methanol. Secondly, the salt was treated only with ammonia-saturated methanol. Thus, two intermediate products composed of ZnPc and ammonia sulfate were obtained. Because ammonia sulfate could not be removed by methanol, these products were stirred in hot water during 1 h to obtain two pure ZnPc samples.
Outwardly these samples look like uniform free-floating powders, but using an optical microscope allows one to discern a distinct difference between them: the former sample consists of microscopic lamellas (~ 10 ?m in length), while the latter one is a nanoscale powder. Molar extinction coefficient of the powdery sample was determined as 222000 at 670 nm in DMF, being close to that of the sublimed commercial product from TCI Chemicals (225000; https://www.tcichemicals.com/eshop/ru/ru/commodity/Z0037/). Both samples were characterized by X-ray scattering measurements. Structural data were collected on a Bruker D8 Advance apparatus using the Ni-filtered Cu-Kα radiation (λ = 0.15418 nm) with incident angles (2Θ) varying from 2° to 40° and a step size of 0.02°. To keep the X-ray beam properly focused, the Bragg-Brentano parafocusing geometry was applied. The scattering intensity was measured by a scintillation counter with count time of 4 sec per step. The raw data are shown in Figure S1 .
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Figure S1. Uncorrected X-ray diffraction patterns of the lamellar (black) and powdery (red) samples of ZnPc regenerated from the dye sulfate salt by aqueous and methanolic ammonia, respectively.
Part 2. Dissolution and Deposition
Saturation concentrations of ZnPc (C S ) were measured as follows. Cylindrical vials with a powdery sample (ca. 50 mg) and a solvent (1.5-2.0 ml) were hand-shaken at room temperature during 5 min and then placed overnight into an air thermostat at (20±1 °C). A supernatant solution was accurately withdrawn from the vials and passed through a Spartan HPLC syringe filter (0.45 ?m) . Then, aliquots of 150 ?l were taken by a 500 ?l Hamilton syringe. The aliquots were desolvated at 120 °C, solid residues were re-dissolved in 1500 ?l of pyridine, and obtained solutions were analyzed by spectrophotometry. The magnitude of molar extinction used in calculations was taken as 35000. All measurements were conducted in one and the same 0.1 cm cuvette.
The measured C S values are an average of four runs. Ammonia-saturated solvents were prepared by bubbling gaseous ammonia into liquids pre-cooled on an ice bath. Vials with a powdery sample and an ammonia-saturated solvent were tightly screwed up at ca. 15 °C, hand-shaken, and placed overnight into an air thermostat at (20±1 °C). The solubilizing effect of tertiary amines ( Figure S2) was studied under the same conditions. Italic decimals show acidity in water (pK a ). 
Note for Figures S3 and S4
Herein, a key feature is a drastic difference in physicochemical effects exhibited by two structurally similar and equally volatile aminoalcohols (b.p. 163 °C for the both) on ZnPc crystallites.
The patterns indicate that DEAE is a poorer eliminator of the coffee-ring effect than DMAP and of no use as a habit modifier.
Part 3. Soret Band Analysis
Deconvolution of the Soret band into Gaussian peaks (Tables S4 and S5) was validated by two criterions. The correlation coefficient (r > 0.9995) was used as a general criterion. As a specific criterion, a good agreement of the deconvolution results (Figure S5) Abbr as in Table S4 .
Part 4. DFT Calculations
Molecular modelling was performed by the DFT method with the software package Gaus-sian09. All calculations were carried out by using the Becke3-Lee-Yang-Parr correlation functional with the 6-31G(d,p) basis set.
Optimized geometric parameters of the ZnPc molecule (Figure S6) are listed in Table S6 . A lack of imaginary frequency modes for the optimized geometry proved that a found minimum on the potential energy surface was true.
The energies of interactions between ZnPc and small molecules (Met, Ace, and ammonia)
were calculated as a difference between the total energy of a molecular complex and a sum of the total energies of ZnPc and individual small molecules. Full geometry optimization was performed for each distance value of the reaction coordinate in the ZnPc-molecule systems; that is, molecular geometries for the whole structures were optimized when a constraint in the interatomic distances (e.g., Zn-N) was kept. The obtained data are listed in Table S7 . Figure S6 . Molecular structure of ZnPc.
Bond length and angles are listed in Table   S6 . Table S6 . Geometric parameters of the ZnPc molecule (Figure S6) . Herein, the initial map I (Figure S7 ) of the ZnPc molecule was generated by using the DFT data from Table S6 (column A) . The related cutoff density value of 0.0004 eA -1 was set by default. Then, the cutoff density value was changed forcedly step-by-step to generate a series of maps with MEP surfaces located closer to the polyatomic skeleton of the macroheterocycle (Figure S7, maps II-V) . MEP values on three kinds of particular molecular fragments (Table   S8 ) were expressed in relative units and used to substantiate the initial map as the best basis for analysis of the electron density in the molecular complexes.
DFT calculations *
Maps of the complexes are shown in Figure S8 . S13 Figure S7 . Three-dimensional MEP maps of the free ZnPc molecule at various cutoff densities (eA -1 , in parenthesis). The extreme MEP values (±V X , eA -3 ) are listed in Table S8 . Table S8 . Molecular electrostatic potential (MEP, eA -3 ) for the ZnPc molecule in Figure S7 . 
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